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Matsoyan, 3. G., Chukhadzhyan, G. 4., Vartanyan, 3. A. 
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Chemistry of Vinyl Acetylene (Khimiya vinilatsetilena). XI. On 
the Mechanism and the Direction of the Hydration of Vinyl 
Ethynyl Carbinol Ether (XI. 0 mekhanizme i napravlennosti 
gidratatsii efirov viniletinilkarbinolov) 


Zhurnal obshchey khimii, 1959, Vol 29, Nr 2, pp 451-457 (USSR) 


In follow-up to an earlier paper by Nazarov and Matsoyan, the 
authors continued the hydration of vinyl ethynyl carbinol ether 
in acetic acid solutions with n view to Clarifying the affitlin- 
tion arrangenents of the water elements to the triple bond. It 
was found that the ethers of vinyl ethynyl carbinols, unlike 
their esters, are smoothly transformed into 8-keto derivatives 
in alcohol solutions in the presence of HgSO,. Thus, for example, 
on heating the methyl ethers of vinyl ethyny! carbinol (I), 
methyl vinyl ethynyl carbinol (II) and dimethyl vinyl] ethynyl 
carbinol (III) with 90% methanol in the presence of HgSO,, the 


corresponding B-methoxy ketones (IV)-(VI) are formed according 
to the scheme 
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-CH,-CO-CH,-CH, where in (I) ReR' all 
6 ioe in (II) RsH,R'=CH 
3 3 in (III) R=R'=CH 
in (IY) ReR! =H 
in (V¥) RaH,R'=CH 
in (VI) ReR' =CH,: 


It was thus shown that mthe hydration of the vinyl ethynyl carbinol 

ethers under above conditions the affiliation of water to the 

triple bond takes place in the direction of the formation of 

B~-keto derivatives. Hydration of both acetate and ether of 

methyl ethyl carbinol under above conditions was found to pro- 

ceed in one direction with the formation of the B-keto deriva- 

: : et 
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like the other aavtates of the secondary and tertiary vinyl 
ethynyl carbinols is hydrated in the direction to the a-keto 
derivatives. It is attempted to make the above hydration direc- 
tion of the ethers of vinyl ethynyl and methyl ethynyl carbinols 
dependent on the electrophilic affiliation arrangement of the 
sulfuric acid mercury (of the water elements) tc the triple bond. 
There are 17 references 15 of which are Soviet 


ASSOCIATION: Khimicheskiy institut Akademii nauk Armyanskoy SSR (Chemical 
Institute cf the Asademy of Sciences, Arnyanskaya SSR) 


SUBMITTED: December 7, 7957 


Card 3/3 


APPROVED FOR RELEASE: 08/31/2001 CIA-RDP86-00513R001858710012-8" 


DP86-00513R001858710012-8 


SRE? Teen 
LECCE? GRES Ts” ee ees 
ASS GREAT Tis | PER Haetinenree reer 


5 (3) sov/79-29-3-9/61 
AUTHORS : Hazarov, I. Ne (Deceased) » Matsoyan, S- CG.» Yartanyan, 5: he 


aad 


TITLE: synthesis and Transformati ons of Vinyl-a-Keto Alcohols 
(Sintez i prevrashcheniya vinil-a-ketospir tov) 


PERIODICAL: Zhurnal obshchey khimii, 1959s Vol 29, Nr 3» PP 118-783 (USSR) 


ABSTRACT?! Unsaturated a-keto alcohols are highly active owing +o their 
functional groups and a double pond. In the work under review 
the authors carried out the synthesis of the vinyl-a-keto al- 
conols for thelpur pose of further investigating the properties 


and transformations of the unsaturated a-keto alcohols (Ref 1) 
The synthesis of the unsaturated a-keto alcohols with a non- 
substituted vinyl group was carried out according to fhe 
following scheme; proceeding from the tertiary acetyl caroinols: 


R amino R I 
> . cock, methylation, St ‘ cOCH,CHyl 3 cleavages 
R' OH ' * OH i 
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where (I) R=R'=CH, (IV) ReR'=CHy, 
(II) R=CH;; R'=C,H, (v) ReCH, Rt =CoHe 
(III) R,Rt=(CH,) 6 (vI) RB, R'=(CH)5 * 


The reaction according +o Mannich with the tertiary acztyl 
carbinols proceeded in the normal way and resulted in a yield 
of 70% of f-amino-a-keto alcohols, thus, for example, the 
compounds (1), (II) and (III) were obtained, which readily 
passed +0 the ester. Such esters may be of pharmacological 
importance and may serve 43S sources for the synthesis of 
physiologically active products. 440-200 the iodine 
ethylates or nydrochlorices of the amino keto alcohols 
(1), (2) ana (IIT) are transformed in vacuum into the cor- 
responding vinyl-a-keto alcohols (IV), (Vv) and (VI). These 
are colorless, strong amelling, lacrimatory liquids. Unlike 
a-keto alcohols with a substituted vinyl group» they poly- 
merize already at room temperature into a gelatin and then 
pass over to a glassy masse On hydrogenating over a Pt-catalysts 
vinyl keto alcohols absorb one mol hydrogen and form the cor- 
responding saturated oketo alcohols (VII); (VIII) and (1X). 
card 2/3 They affiliate water, alcohols and amines under formation of 
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_functional-substituted a-oxyke tones} thus, for example, 
compound (IV) passes over to keto diol (X), (v) and (VI 
into (XI) and (XII). Ketone (XIII) forms in the acetylation 
of (IV). There are 3 references, 2 of which are Soviet. 
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TITLE: The synthesis of New Plasticizers Based on 


1,3-Dichloro-2-butene 


PERLODICAL: Izvestiya Akademii nauk Armyanskoy SSR, Khimicheskiye 
nauki, 1960, Vol.13, Noel: pp.31i-35 


TEXT: The dichloro~crotyl ester was prepared py direct synthesis K 
from 1 ,3-dichloro-2-butene by heating the starting material with 
the sodium salt of phthalic acid in the presence of a catalyst 
(pyridine). A mixture of stereoisomers of di-y-chloro-crotyl 
phthalates is formed (yield = 70%) « The crystalline form 
(m.po = 43°C) is separated, in its pure form, by crystallizing the 
same from benzene, the liquid isomer (b.p. = 186 to 188°C at 2 mn, 
D = 1.5355) is obtained from the mother liquor by vacuum 
distillation. Earlier investigations have shown that 
1,3-dichloro-2-butene and compounds containing the chlorocrotyl 
residue, exist in two steroisomeric forms. Experimental results 
indicate that the crystalline 45 well as the liquid isomers can be 
used as plasticizers instead of the widely utilized dibutyl 
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The Synthesis of New Plasticizers Based on 1,3-Dichloro-2-butene 


phthalate, out on polyvinyl chloride, 
asticizer, are Ziven in a table, 
‘@ also prepared by heating 
hexyl, heptyl and octyl alcohol and 
Crotyl alcohol and toluene 
The freezing points of the 
especial importance during the 
synthetic materials: it should be 
chlorocrotyl ester of salicylic acid 
7 Details of the Preparation and 
he composition of the prepared esters are 
given, There are 2 tables and 3 Soviet references. 


ASSOCIATION: Institut organicheskoy khimii AN ArmSSR 
(Institute of Organic Chemistry, AN ArmSSR) 


SUBMITTED: August 7, 1959 
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AUTHORS : Vartanyan, S.A. and Badanyan, sh.O. 
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TITLE: The Chemistry of Vinyl Acetylene. | Part XX. 
Addition of Amines and Ammonia to vinyl Acetylene 
getrahydro-4-Pyranol and Tetrahydro-4-Thiopyranol 


PERIODICAL: Izvestiya Akademii nauk Armyanskoy SSR, 
Khimicheskiy nauki, 1960, Vol.13, No.2-3; pp. 133-140 


TEXT 3 es to vinyl acetylene alcohols 

containing tetrahydro- ran- and tetrahydro pyran rings is 
described. Amino acet ls and -thiopyranols 

are active vulcanizing ag luable starting materials for 

the synthesis of vari i ally-active substances. The 
vinyl acetylene alcohols were prep d by the method described by va 
T.N.Nazarov, A.1.Kuznetsova and A.1.Gurevich (Ref.2). The 

amines and the &-vinyl othynyl-4-tetrahydro-thiopyranc 1s were 
heated with a 25% i i Jamine and vinyl 
acetylene tetrahydro p i al bomb over 4 water 
bath for 30 to 35 hours} -butyny1)- 
tetrahydro-4-thiopyranols were formed. 

tetrahydro-4-pyranols were prepared by an amlogous process. 
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The vinyl acetylene pyranols were obtained by condensing the vinyl 
acetylene with tetrahydro-~4-pyrans ; the latter were synthesized 
by hydrating the corresponding vinyl acetylene alcohols in a 

7% HoSO4 medium in the presence of mercuric sulphate. When 
aqueous solutions of methyl and ethyl amines and also of dimethyl 
amine and piperidine are heated with the above-mentioned 

k-divinyl ethynyl tetrahydro-4-pyranols; the corresponding / 
aminoacetylene pyranols are formed. The synthesized amino 
acetylene tetrahydro-4-pyranols and -thiopyranols are converted in 
an ethyl alcohol medium, in the presence of a platinum catalyst, 
into the corresponding saturated compounds. Hydrogenation of 

(1! -amino~2!~butynyl)-2, 2-dimethy? tetrahydro-4-pyranol leads to 
the decomposition of this amine and k-buty 1-2, 2-dimethy1l~ 


tetrahydro-4-pyranol is formed. pifficulties experienced during 
the hydrogenation of thiopyranols were obviously due to the 
poisoning of the catalyst. The preparation of the various 


compounds is described in detail and physical and analytical data 
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Addition of Amines and 
ro-4-Pyranol and 


are given, There are 1 table and 6 Soviet references, 
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Chemistry of vinylacetylene. Report Ho. 21: Synthesis and conver—- 
sions of vinylacetylenic naines: Izv. AN Arm. SSR Khim. nauki 13 
n002/3814lvl45 "60. (MIRA 13:10) 


le Institut organicheakoy khimii AM ArmSSR. 
(Butenyne) (Amines) 
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Chemistry of vinylacetylene. Report No. 22: Addition of 4/ddichlo 
roethyl ather to 2-chloro-1,3-butadiene, and conversions of the 
trichlorides thus produced. Izv. AN Arm. SSR Khim nauki 13 noe2/32147- 
154, 160. (MIRA 13:10) 


‘. 1. Institut organicheskoy khimii aN ArmSSR, 
, (Ether) (Butadiene) 


‘* i 


APPROVED FOR RELEASE: 08/31/2001 CIA-RDP86-00513R001858710012-8" 


"APPROVED FOR RELEAS 
ee te E: 08/31/2001 CIA 
cainhabtaees -RDP86-00513R00185 
oar (eS eee a ERS ME tetera see 10012-8 


87236 
$/171/60/013/004/003/00% 
ly S102 B142/E265 
AUTHORS : Vartanyan, S. A. Vardapetyan, 5- K. and 
ae Oe 
TITLE: The Chemistry of Vinylacetylene: Part 23: Synthesis 


of Vinylacetylene Phenols and their Methyl Esters 


PERIODICAL: Izvestiya Akademii nauk Armyanskoy SSR, Khimich- 
eskiye nauki, 1960, Vol. 13, No. 4, PP 251-258 


TEXT: The synthesis of the above mentioned compounds, \ 
containing alkyl, alicyclic and heterocyclic radicals, is * 
described. They were prepared by condensing phenol and anisole 
with secondary vinylacetylene carbinols in the presence of 
phosphoric acid and heating the mixture for 40 to 50 hours to 4 
temperature of 60 to 65°C. The formed vinylacetylene phenols 
absorbs (in the presence of a platinum catalyst and in an absolute 
ethanol medium) three molecules of hydrogen 80 that saturated 
p-alkylphenols are obtained. Divinylacetylene enters into 4 
similar condensation reaction with phenol, under analogous 
conditions. t-Vinylethyny Leyclohexan~ 1-01 can also be condensed 
with phenol and anisole and -viny Lethynyl-1-p-alkoxy or 
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The Chemistry of Vinylacetylene. Part 23: Synthesis of 
Vinylacetylene Phenols and their Methyl Esters 


oxyphenylcyclohexane are formed; these are hydrogenated to the 
Saturated alicyclic phenol or its methyl ester, respectively. 


oxidation of the 1~p~methoxyphenyl-1-vinylethynyl cyclohexane. 

The alkylation of phenol and anisole with 4—vinylethynyltetra- 
hydro-4—pyranols proceeds in an analogous manner. Physical data, X 
percentage composition and analytical details of the synthesised 
commounds are given and also set out in a 2-page table. There 
arel table and 7 references; 6 Soviet and 1 non-Soviet. 
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-VARTANYAN, S.A.3 MUSAKHANYAN, G.A.; OGANOVA, L.V. 


Chemistry of allyl chlorides, Report No.1: Synthesis of 1~nitrilo- 
5~alkoxy-2-pentenee. Izv, AN Arm.SSR. Khin, nauki 13 no. 53347-3560 
160. (MIRA 14:2) 
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_ AUTHORS: Yartanyan, S. A., Vardapetyan, S. K., Badanyan, Sh. 0. 


TITLE: The chemistry of vinylacetylene. Communication XVI. 
Synthesis of aminoacetylene phenols and their esters 


’ PERIODICAL: Referativnyy zhurnal., Khimiya, no. .17, 1962, 184, abstract 
47Zn118 (Izv. AN ArmSSR. Khim. ney V~ 14, no. 3, 1961, 
255-260 [summary in Arn.] ) : 


TEXT: It is established that amines combine with vinylacetylene phenols 
and their esters to form aminoacetylene phenols and their esters according 
to the scheme: n-ROCH, CR! (CH, ) C= CH=CH, {Ia-j; in all cases ak = H, 


R!' 2 R" = R* = CH} bR#H, R'=C He, R'eR" = CH} cR=H, R'=CH,, R"saH, R= Gols 5 

dR=H, R'=CH,, RN+R’ = (CB5) 53 eR=H, R'=CH, R"+R* =(CH5)« 5 fRaR' =R"=RY= CH} 

gR=R"=R™ «CH, RI =CoHe 5 hR=CHe Ri =R"@R"=CH,j iR=C Hs RI SR"=R"=CH, 5 

JR#C,Hy. Ri =R"@R"# CH] + HNR"R"(IIa-J) “> n-ROC 6H CR (CH, ) CH C= CGH ONR™R* 

(IIIa-j): IIIa-b,f-g are reduced to saturated aminophenols and their 
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esters: JIIIa-b, f-g + 2H, —>nROC<H{CR (cH, ) (CH,) ,NR"R" (IV-VII, 

| IVReH, R'=R"«R"=CH,, VR=H,R'=CoH,, RueR" =CH,; VIR=R'=R"=R"=CH,; VII ReRYaR" 
| =CH,, R'=C,H,). Aminoketone is obtained from IIIe by hydration: 

; | IIlIe —>n-CH,0C HC(CH,) ,CH,CO(CH,) N(CH), (VIII). I and an aqueous 


solution of II are heated for 60-65 hr at ~100°C in a sealed ampoule; 
excess II is removed at ~ 45°C in a weak vacuum (IIIe-j is salted out with 
KACO), the residue is extracted with ether, and III is isclated by 


reaction time in 


distillation (the quantity of initial I in g, II in és 
' hours, the IIIa-j obtained, yield %, b.p. in 9C/mn, neo, and ag are 


! given): 50, 200, 60, a, 62, 145-146/3, 1.5426, 0.9836; 25, 150, 65, b, 50, 
147/2.5, 1.5470, 0.9925 (picrate, mp. 124-125°C); 10, 33, 50,'c, 15, 
193/2, -, -; 10, 35, 46, d, 15, 195/3, -, -3 20, 180, 80, 0, 25, 160-162/4, 
| 1.5465, 0.9836; 30, 180, 60 f, 50, 153-154/5, 1.5258, 0.9655; 10, 120, 70, 
| & 30, 152/3, 1.5344, 0.9785 (piorate, mp. 93-95°C) ; 20, 180, 70, h, 25, 

| 145-146/5, 1.5292, 0.9725; 20, 180, 75, 4, 35, 150-151/3, 1.5150, 0.9480; 
17, 110, 75, Jy 35, 178-180/6, 1.5360, 0.9725. IIIa-b, f-k sre hydrated in 
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an alcohol solution in the presence of Pt. The quantity. of the 
corresponding initial IIIa-b, f-h is given in &, 98 well as the amount of 
Hi, in litres, reaction time in hours, the IV-VIT obtained, yield %, 

bep. in °C/mm, 20, a m.p. of picrate in °C: . 3.5, 0.64, 15, IV, 78, 
145-146/3.5, 1.5095, 0.9529, -; 2.5, 0.49, 22, V,.88, 147-150/5, 1.5079, 
0.93352, 181-182; 1.5, 0.28, 26, VI, 79, 145/2, 1.5108, 0.9505, 116; 

2, 0.41, 28, VII, 80, 0, MePpe 95-97°C; 0, O; -. For hydration with 

70 ml 10% H,80,, 2 @ HS0, and 5 g of IIIf are mixed for 8 hr at 60-65°C, 


salted out with K,00,, extracted with ether, dried with MgSO, and VIII is 
obtained with a mp. of 163-164°C/5 mm, n° 1,572, a@° 4.0016; the semi- 
Carbazone is liquid. For Communication XXV, see RZhKhsy 1962, 132h56, 
{Abstracter's note: Complete translation.] 
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. AUTHORS: Vartanyan, S. A., Badanyan, Sh. 0. 
ee ae? gape 


TITLE: The chemistry of vinylacetylene. Communication XXVII. 
Hydration of vinylacetylene phenols and their esters 


PERIODICAL: Referativnyy zhurnal.. Khimiya, no. 17, 19625 184-185, 
abstract 17Zn119 (Izv. AN ArmSSR, Khim. n., ve 14, M00 9» 
1961, 477-485 {summary in Arm. ]) 


TEXT: The hydration of vinylacetylene phenols and their esters was 
studied. When ROC¢H ,C(CH;) 9C CCH=CH, (Ia-hs here and after a R= 4, 


= = C,H R® C,H R = -C,H “= = 
| bR CHys c R Cc, 5? a os 7? e iso Cc, 7? f£R CAHo» g Rk igo-C Hy 


hRe iso-C,H, 4) 4s heated in an aqueous or water-methanol solution in the 

presence of H,50, and HgSO,, ROC gH ,0(CH,) COCH=CHCH,: (IIa-h) is formed; 

hydration may also proceed without the addition of H,S0,, but is then Wy 
pe 


considerably slower. The structure of II obtained is confirmed by 
ozonization, oxidation and hydrogenation of Il. With prolonged hydration 
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in the presence of H,S0, and HgSO, in CH,OH, the lastnamed is combined with | 


the II formed by a double bond, giving ROCEH,C(CH,) ,-COCH,CH(OCH,) CH, (IiIa-n); 
increase in R facilitates the combination of CH,OH with II. For example, 


3 
in the case of hydration of If-h, the only reaction products are III f-h. 


When III is heated in the presence of a catalytic quantity of n~CH, CH SO 
the CH,0H is separated and II is formed. A mixture of 20 g Ia (see 


I. N. Nazarov, A. I. Kuznetsova, Izv. AN SSSR. Otd. khin. Ney 1941, 4313 
1942, 392), 150 ml 90% CH,OH, some drops of H,S0, and 4 ¢ HgS0 , is heated ant of 


mixed for 3 hours at 60°C, the CH,OH removed, extracted with ether, dried 
with MgSO,, the ether driven off, and the product distilled in:vacuum; 

18.5 g Ila te obtained, bp. 175°C/5 mm, mp. 56-579C, n2° 1.5498. Without 
H,S0, addition, the reaction described above lasts 18-20 hours to give the 
same yield of IIa. IIa is also obtained by heating 20 ¢ Ia, 150 ml 5% H,50, 


3H 


Cc 


Card 2/6 


APPROVED FOR RELEASE: 08/31/2001 CIA-RDP86-00513R001858710012-8" 


APPROVED FOR japan. beta 31 / 2001 CIA-RDP86-00513R001858710012-8 


eR RES 


BROT SRS Sn ret en Le SODON WERS BNR 


5/08 1/62/000/017/046/102 
The chemistry of vinylacetylene... B158/B186 


j 
| 
- and 26 Hg80, for 3 hours at 50-55°C with further processing as described 


above, giving a yield of 19 g. Similarly, IIb-h is obtained by heating 
' 90-25 ¢ Ib-h (RZhKhim, 1961, 24Zh70). for 5-6 hours at 60-65°C and mixing 
fe 150-200 ml 90% CH,OH and 3-4 & HgSO,- (The II is given, as well as 


“-the yield J, bsp. in °C /mm, nin yd” and mp. in °C of dinitrophenylhydrazone 


| (DNPH): by 87, 144/5, 1-5298, 160207, 137-1525 oy BO, 151-152/7, 1.5262, 

» 0.9957, 953 a, 86, 153/4, 1.5165, 0.99515 1334 @+ 84, 15565, 165140, 
0.9956, 117; £) 79, 161/3, 165216, 0.9954, 86-875 & 80, 159-160/4, 1.5198, 
0.9948, -3 h, 75, 167/35 1-5110, 0.9952, does not crystallize. The yield 
of reaction products is lower without CH, OH. II was obtained by extending 


| 
| 
Ar the reaction described above to 15-20 hours nee temperature of 60-65°C 

and adding 4-5 ml H,S0, to the reaction mass (the II is enumerated as" 
! 

{ 

| 

| 

{ 

i 


| above): b, 51, 155-156/2-3, 145083,. 0.9998, 126-1273 oe 50, 153/1, 1.5020, 
0.9976, 103; 4, 67, 163-165/2) 1-5042, 0.9970, 1013 e, 64, 1$1-162/3, 
4.5061, 069972, 122-1235 £5 70s 182-183/4) 165048, 0.9963, does not 
. | eryatallizes g, 75) 180-181/6, 1.5060, 0.9970, 1275 hy 713, 189/6, 165055, of 
° “ 
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0.9958, does not crystallize. Heating (100-120°C, 15-20 min, weak vacuum) ; 
10 g III with ~0.1 ¢ n-CH ,C-H S0,8 gives an'60-90% yield of II; the — 


constants agreed with those of II obtained by hydrating I. The structure 
of II was confirmed by synthesizing IIc and IId@ from IIa. 10 g Ila, 

3 g NaOH, 5-10 g of the corresponding alkyl halid and 80 ml water are 
heated for 10-15 hours, extracted with ether, washed with water, dried with 
MgSO, , the ether drives off, and the product distilled in vacuum; the yield 


is 80%; the products are identical with the IIc and IId obtained by 
hydrating Ic and Id. Ozonized oxygen (5% 05) is passed through a solution 


of 45 g IIb in 30 ml anhydrous CHCl, for 3.5 hours; this is stood for 

mA2 hours, 30 ml 5 % H,0, is added, heated and mixed for 5 hours at 50°C, 
neutralized with a solution of 10 g Na,co,, extracted three times with 
ether, dried with MgSO, and distilled in vacuum; 0.18 ¢g n-CH,0C HC (CH,),cOH 
(IV), DNPH (m.p. 173°C (from alcohol)), and 1 g IIb, b.p. 145°C/1 mm, 


n20 1.5075, are obtained. The residual aqueous solution is evaporated to 
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: dryness, acidified with conc. HCl, extracted with ether, dried with MgSO), 
the ether driven off, and crystals of n=CH,0GgH,0(CH,) ,c00H (V) are’ 
{solated - yield 0-8 g; m-P- ee°c (from alcohol), mol. wt. 193. 18.5 8 

. KMno (powder) is added to a mixture of 7.6 & Ib and 200 ml water and 

‘mixed thoroughly for 3 hours. The ind, precipitate is filtered off, the 


‘mixture washed with hot water, the aqueous solutions extracted with ether, 
| dried with MgS0,, civing crystals of IV and DNPH, m.p- 173°C (from alcohol). 


The aqueous solution is processed as in the previous experiment; V, 

mepe 88°C (from alcohol) is obtained. With theprevious sample, it does 

not cause any drop in the melting point. 3.8 Ila in 10 ml alcohol is 
hydrated in the presence of a small quantity of Pt catalyst, the alcohol 

| driven off, the’ residue distilled in vacuun, and 2.7 & 


n-HOC,H,C(CH,) ,COGH, CH CH 1 O,syg0p obtained, b-P- 167°C/5 mm, ne” 1.5245, J 


18°2 
. ae 1.0363, ana DNPH, mp. 146-147°C (from alcohol). Similarly, hydration 
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| of 3 g IIf gave a & n-C,H OCH ,C(CH,) ,COCH CH, CH, C4860 bap. 
| 156-157°C/5 mm, n> 1.5030, az? 0.9863, and DNPH, m.p. 110°C (from alcohol). ° 


([Abatracter's note: Complete translation. ] 
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was synthesized by condensing acetylene with 2,2-dimethyltetra- 
hydropyran-4-on. The compound (I) reacted readily with ketones 
in the presence of powdered KOH without a solvent and gave 
carbinols of general formula 

CHay ? 

cy \ (II - XI) 


Hydrogenation of the carbinols in which 


R= and CH.” 
—CH, 


in ethyl alcohol solution in the presence of Pt catalyst gave 
the corresponding unsaturated alcohols when the carbinols with 


OC 7 CHa— and R= CH. were heated in 
Hy 
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CH30H solution in the presence of acidic mercuric sulphide, 
The resulting compounds were the expected unsaturated ketones, 
Hydration of carbinol Ix in the solution of 10% HoS0O4 in the 


CHS m4 
ae 7 —CcH,0 TI 
cHy A _l-cu, 
cli, (XIX) 


Heating of the unsaturated ketones with NH40H gave 4~piperidones a 
containing the tetrahydropyran ring, There is 1 table, 
ASSOCIATION: Institut organicheskoy khimii AN ArmSSR 

(Institute of Organic Chemistry, AS Arm. SSR) 


SUBMITTED: July 15, 1961 
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AUTHORS: Vartanyan, S.A. and Dangyan, F.V. 

TITLE: dartion wf a-chioroalkyl ethers to styrene and the 

P conversions of the obtained j-phenyl-1-chloro-3~ 
methoxybutane eae 

PERIODICAL: Akademiya nauk Armyanskoy SSR. Izvestiya. Seriya 
khimicheskikh nauk, Vel5s, moods 1962, 443-447 

TEXT: | Synthesis of aromatic y-chloroethers, which could 

serve as starting materials for numerous organic syntheses is 

described. It was established that y-chloroalkyl ethers combine 

with styrene in the presence of ZnCl, in ether to give 

CH CHCUCH,CH(OCH,)R (I), The yields were 63.4% and 86.5% for 

Res CH, and iso-C,Hos respectively. (I) chloride, R = CH. reacted 


with sodium acetate in acetic acid yielding cgHtgcH(OCOCH. ICH, 


‘CH(OCH,)CH, (II). The hydrolysis of (II) in aq NaOH for 50 hours 
at 95° gave alcohol C¢H CH (OH) CH, CH(OCH )CH,, identical with the 


“Bs alcohol resulting from the saponification of chloride (I),R = CHs)- 
Card 1/2 , . 


nwo 


APPR 
OVED FOR RELEASE: 08/31/2001 CIA-RDP86-00513R001858710012-8" 


RUE RTS 


"APPROVED FOR RELEASE: 08/31/2001 CIA-RDP86-00513R001858710012-8 


ES FS eee a SEAL od ES TERM er GPSS 


Addition of a-chloroalkyl ... S/171/62/015/005/004/008 
E075/E592 


Heating the latter at 65° - 70% for 12 hours, with ethanol in 

the presence of solid KOH, gave l-methoxy-#-phenyl-3-ethoxybutane, 

(I) chloride reacted with aniline to give y-aminoether 

H,CH(QCH, )CH NHC--H H.. 

CH,CH(Q 3) gCH (NHC, 5% 5 . ul 
a 


ASSOCIATION: Institut organicheskoy khimii AN ArmSSR 
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AUTHORS: VartanyanyS,A., Zhamagortsyan, V.N, and Badanyan, Sh.0, 


Condensation of vinylacetylene and isopropenylacetylene 
with aldehydes and ketones in the presence of powdered 
potassium hydroxide without a solvent . 


TITLE: Chemistry of vinylacetylene. Communidation 36: 


PERIODICAL:Akademiya nauk Armyanskoy SSR. Izvestiya. Seriya 
Kkhimicheskikh nauk. v.15, no.5s 1962, 449-454 


TEXT: © The possibility of condensation of: vinylacetylene’ and 
isopropenylacetylene with ketones of aromatic, alicyclic, and 
heterocyclic series, as well as with. ketones containing functional 
groups, e.g. hydroxy-;alkoxy- etc., was investigated. The method 
consists of cooling powdered potassium hydroxide (in a three- 

necked flask) with ice and salt, adding the required hydrocarbon _ 
followed by an aldehyde or ketone at such a rate that the tempera~ 
ture does not exceed -5°C, It was found that using this method 


vinylacetylene condenses with o~ketols, also with o- and 


- yralkoxyketones, but not with B-alkoxyketories; isopropenylacetylene 

+ eondenses with aldehydes and ketones forming corresponding 

_ ny teegsy tens alcohols; alicyclic and heterocyclic ketones condense 
ar eo 7 ua : " . 
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Similarly with isopropylacetylene with the formation of corres- 

ponding carbinols, acetophenone and benzophenone condenses 

with vinylacetylene and isopropenylacetylene with the formation 

of the corresponding carbinols. Boiling points, refractive / 

indexes, densities, yields and clementary analyses of the nowly ae 

synthesized alcohols are given, There are 2 tables, 
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Nauchnaya konferentsiya 4nstitutov khimil Akademly nauk Azerbayd- 
shanskoy, Armyanskoy 1 Gruzinskoy SSR. Yerevan, 1957. 


Materialy nauchnoy konferentsii institutov khimit Akademly nauk 
Azerbaydzhanskoy, Armyanskoy 4 Gruzinskoy SSR (Materials of the 
Scientific Conference of the Chemical Institutes of the Academies s 
of Soiences of the Azerbaydzhan, Armenian, and Georgian SSR) Yerevan, . 
Izd-vo AN Armyanskoy SSR, 1962, 396 p. 1100 copies printed, . 


Sponsoring Agency: Akadenilya nauk Armyanskoy SSR. Institut organi- 
cheskoy khimii. i 


Resp. Ed.t Le. Yeo Ter-Minasyan; Ed. of Pubjishing House: A. @. 
Sikuni; Tec. Ed.: G. S. Sarkisyan. 


PURPOSE: ‘This book is antended for chemists and chemical engineers, . 
and may be useful to graduate students engaged in ohemical re-_ 
search. : : Hines 
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engineering, presented at the Sotentific Conference held in 


Yerevan, 20 through 23 November 1957. 
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